S5
127. 8, 128.6, 128.8, 129.7, 130.0, 135.3, 135.4, 138.5, 156.3 .; HRMS (APPI) m/z calcd for C42H30O3 [M] + , 582.2189, found: 582.2183 ; mp >300 ºC.
Synthesis of compound 4
To a solution of 3 (583 mg, 1.00 mmol), stearoyl chloride (1.342 g, 4.43 mmol) and N,N-dimethyl-4-aminopyridine (6.8 mg, 0.056 mmol) in dichloromethane (40 ml) was added dropwise triethylamine (726 mg, 7.17 mmol) under an atmosphere of argon. After stirring for 19 h at room temperature, the reaction mixture was concentrated under reduced pressure and washed with methanol to give the compound 4 as a pale yellow solid (1.366 g, 0.99 mmol, 99%; trace amounts of (Z)-isomer was included).
4:
1 H NMR (300 MHz, CDCl3)  0.88 (t, J = 3.1 Hz, 9H), 1.17-1.51 (m, 84H), 1.81 (quint, J = 7.5 Hz, 6H), MHz, CDCl3)  14. 1, 22.7, 25.0, 29.2, 29.3, 29.4, 29.5, 29.6, 29.7, 29.7, 31.9, 34.5, 118.7, 121.3, 123.3, 124.3, 126.5, 128.3, 129.1, 129.2, 129.3, 131.1, 134.1, 135.4, 138.1, 148.9, 172.5 
Synthesis of compound 5
A solution of 4 (1.353 g, 0.99 mmol), iodine (762 mg, 3.00 mmol) and potassium carbonate (4.149 g, 30.02 mmol) in toluene (1485 ml) was irradiated by high pressure mercury lamp for 2.5 h at room temperature. The reaction mixture was filtrated and concentrated under reduced pressure. Crude product was S6 purified by column chromatography over silica gel (dichloromethane : hexane=2:1) to give the compound 5
as an orange solid (696 mg, 0.51 mmol, 51%).
5:
1 H NMR (300 MHz, CDCl3)  0.87 (t, J = 6.6 Hz, 9H), 1. 2, 22.7, 24.7, 28.8, 29.1, 29.3, 29.4, 29.6, 29.7, 32.0, 34.2, 120.8, 121.4, 124.7, 126.0, 126.8, 127.4, 127.5, 129.5, 129.7, 130.6, 131.7, 132.2, 132.6, 148.5 
Synthesis of compound 6
A solution of 5 (2.814 g, 2.05 mmol) in tetrahydrofuran (100 ml) was added to lithium aluminium hydride (481 mg, 12.68 mmol) in tetrahydrofuran (20 ml) at 0 ºC under an atmosphere of argon. After stirring for 12 h at room temperature, the reaction was quenched by adding 1M hydrogen chloride and stirred another 1 h.
The aqueous layer was extracted with diethyl ether and the combined organic layer was dried over sodium sulfate, and concentrated under reduced pressure. The crude product was washed with hexane with sonication and was filtrated by suction to give compound 6·2THF complex as a green solid (1. 117.5, 122.9, 124.2, 126.0, 127.2, 127.4, 127.8, 129.4, 129.9, 131.4, 132.3, 133.4, 155.7 6, 121.0, 125.5, 126.6, 127.2, 127.4, 127.5, 129.8, 130.7, 131.6, 131.9, 132.3, 132.7, 147. 
Enantiomer Separation and analysis by HPLC
Enantiomer separation and analysis of the racemic mixture of THC were carried out by a JASCO HPLC system equipped with DAICEL CHIRALPAK IE column (4.6 × 250 mm) using a chloroform as the eluent at a flow rate of 1.0 ml/min. The results are shown in Figure S23 . 
X-Ray Crystallographic Analysis
Single crystals of THC were obtained by slow evaporation of carbon disulfide/benzene/toluene solution at room temperature as transparent yellow crystals. X-ray data were collected on a Rigaku XtaLAB P200 diffractometer with multi-layer mirror monochromated CuKradiation (λ = 1.54184 Å) and a hybrid photon counting detector (PILATUS 200K) at −180 ºC. The data were corrected for Lorentz and polarization effects.
An empirical absorption correction based on the multiple measurement of equivalent reflections was applied using CrysAlisPro program. The structures were solved by direct method (SHELXT S2a ) and refined by fullmatrix least squares fitting on F 2 (SHELXL2013, SHELXL Version 2014/7) using all data. All non-hydrogen atoms were refined anisotropically. Hydrogen atoms on THC were located from difference electron density maps except H25, H26, H73, H161. Other hydrogen atoms were generated theoretically added. All calculations were performed using CrystalStructure crystallographic software package and Yadokari-XG S2b except for refinement, which was performed using SHELXL-2013. S2c Crystallographic data for THC: The results are shown in Figure S24 . The crystal lattice contains some solvent molecules. There are four benzenes, one toluene, and two carbon disulfide molecules (but not all are fully occupied) in the asymmetric unit, and their occupancy factors were either refined freely or were fixed. One carbon disulfide molecule is treated as disordered. Three benzene molecules were fully occupied. The occupancy factors refine to 0.87 for benzene, 0.82 for toluene, 0.82 for ordered carbon disulfide and 0.75 for disordered carbon disulfide. Figure S24 . Crystal structures of (a) (P)-THC- and (b) (P)-THC-. The distances between the two benzene rings at the center of top and bottom (double-headed arrow). Thermal ellipsoids are drawn at the 50% probability level. Table S1 . 
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